Agilent programs [1] , SHELX [2, 3] , ORTEP [4] Source of materials 4,4′-Bipyridine (Merck; bpy; 0.05 g, 0.32 mmol) and 2.1 mol equivalent of EtOC(=S)N(H)Ph [5] (0.11 g, 0.67 mmol), each in acetonitrile (10 mL), were mixed and stirred at 323 K for 3 h. The resulting mixture was left for evaporation at room temperature after which colourless crystals were deposited. Elem. Anal. 
Experimental details
The C-bound H atoms were geometrically placed (C-H = 0.95-1.00 Å) and refined as riding with U iso (H) = 1.2-1.5 Ueq(C). The N-bound H-atoms were located in a difference Fourier map but were refined with a distance restraint of N-H = 0.88 ± 0.01 Å, and with U iso (H) set to 1.
Ueq(N).

Comment
A common feature of the structurally characterized monofunctional alkoxycarbothioamides so far, i.e. molecules of the general formula ROC(=S)N(H)R′ for R, R′ = alkyl/aryl, is that all but three structures have a syn disposition of the thioamide-H and thione-S atoms [6] . This arrangement allows for the formation of an eight-membered thioamide synthon, i.e. {· · · HNCS} 2 , in their molecular packing with the exceptions for cases where thioamide-N-H· · · O, N hydrogen bonding prevails. A similar homogeneity is found in the known cocrystals of the alkoxycarbothioamides, whereby thioamide-N-H· · · N(pyridyl) hydrogen bonds always feature in their structures [7, 8] . In this regard, the title co-crystal conforms to the structures of the literature precedents. [7, 8] . There is a twist in the 4,4′-bipyridine molecule with the dihedral angle between the constituent rings being 36.90(10)°. As is usual for alkoxycarbothioamides [6] , the central CNOS residue is strictly planar and the thioamide-H and thione-S atoms are syn. The major difference between the ethoxycarbothioamide molecules is found in the relative orientations of the pendent phenyl rings with respect to the central CNOS residue. Thus, in the S1-molecule, the dihedral angle between these planes is 4.66(13)°cf. 39.18(8)°for the S2-molecule. The O-bound ethyl groups are practically superimposable.
The X-ray structure of the ethoxycarbothioamide molecule found in the new co-crystal has also been reported in the pure form. Here [5] , there are three independent molecules in the asymmetric unit. An overlay diagram (not shown) of the five independent molecules in the two structures shows that the conformation of the terminal ethyl group is the same across the series. Also, the dihedral angles between the CNOS and phenyl planes in the structure of the pure molecule range from 14.39(18) to 31.86(22)°, i.e. between the equivalent angles in the co-crystal. Bond lengths and angles are all in the expected ranges [9] .
